On replacement of an NH, proton in aniline by methyl the absorption bands near 285 and 234 mp are displaced to longer wavelengths by about 11 mp; the band near 197 mp is almost unaffected (Ley and Specker 1939; Tunnicliff 1948; Robertson and Matsen 1950) ; the shifts may be attributed to enhancement of the electron-donating effect of the amino group by the electron-donating effect of the methyl group (Robertson and Natsen 1950).
methyl group should not produce any appreciable shift. Hyperconjugated structures such as H+CH, = N+(CH)F, leave the nitrogen atom positively charged and should not play an appreciable part.
An alternative explanation in terms of steric hindrance to solvation is equally unsatisfactory: the AT-protonated ions are much more strongly solvated than the un-ionized bases, yet the shift resulting from cation formation is small; that due to interference with solvation by the N-methyl group should be negligible. 
Inflexions in italics.
Pyr, pyridinium; qui, quinolinium; i-qui, isoquinolinium; N-Me-, K-methyl derivative. $ Clar's(1952) nomenclature.
S Kot accessible on instruments used by author; value quoted from Schubert et al. (1969) . 1 I t is debatable whether this band may legitimately be compared with the p-bands in polycyclic systems.
The vibrational structure of the electronic absorption bands is a little more clearly developed for the N-methylated than for the N-protonated ions, presumably because solute/solvent interaction is a little weaker in the former. The a-band systems of the pyridinium and isoquinolinium ions and their N-methyl derivatives show appreciable vibrational anharmonicity, the second interval always being smaller (in cm-l) than the first one. The vibrational structure is, however, not sufficiently well resolved for detailed comparisons between the N-protonated and the N-methylated ions to be profitable.
The quaternary salts chosen for examination were the chlorides, rather than the much more readily manipulable iodides, so that no complications due to possible formation of complexes would arise. However, the spectrum of N-methylisoquinolinium iodide was found to be identical with that of the chloride (if the absorption by iodide ion was compensated for in the reference cell) ; thus, no complex is formed in aqueous solution, even in the case of the iodide. The spectra of the quaternary ions were, furthermore, found to be unaffected by the p H value over the range 0 to 14.
The quaternary chlorides were prepared from the iodides by ion exchange with silver chloride or lead chloride; analysis showed them to be anhydrous (they were all highly deliquescent unless pure and dry). N-Methylpyridinium chloride (deliquescent), ex isopropanol, had m.p. 110-1 12°C ; N-methylquinolinium chloride (nonhygroscopic), ex dioxan/ethanol (2 : 1 by vol.) had m.p. 170.5-172°C; AT-methylisoquinolinium chloride (somewhat hygroscopic), ex isopropanol, had m.p. 80.5-81°C.
Spectra were measured with a Perkin-Elmer spectracord model 4000-A and peak intensities checked with an Opt'ica CF4 manual spectrophotometer. All solutions were examined a t p H = 1.
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